Complexes between some lysine-containing peptides and crown ethers--electrospray ionization mass spectrometric study.
The complexes between lysine-containing peptides (M) and crown ethers (CEs, 18C6, 15C5, 12C4) have been studied by the electrospray ionization (ESI) mass spectrometry. The maximum number of CEs attached has been found to be the same as that of the alkyl-amino side chains of lysine and as that of the protons attached. Examination of the breakdown plots of the abundances of the ions observed against the cone voltage (CV) has shown that mass spectrometric fragmentation pathways of [M + nH + (CE)n]+n may involve a loss of a neutral CE molecule as well as protonated one. The decrease in the CE cavity (the use of 12C4 or 15C5 instead of 18C6) leads to a dramatic lowering in the stability of the complexes in the gas phase but not in solution. Attachment of a CE to peptides increases their hydrophobicity, and therefore proceeds with lower efficiency in water than in methanol.